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(54) Aqueous disinfecting compositions with rapid bactericidal effect 



(57) An aqueous disinfecting composition based on 
hydrogen peroxide and a mixture of carboxylic and per- 
carboxylic acids, wherein the weight ratio of the said 
mixture to hydrogen peroxide is from 0.002 to 0.08. and 
wherein the said composition further comprises an ef- 
fective amount of a metal component as a source of met- 



al ions, as welt as the use of said aqueous disinfecting 
composition for cleaning, decontaminating, disinfecting 
or sterilizing a solid surface or a volume of a gas or liquid. 
A disinfecting product comprising a carrier impregnated 
with said aqueous disinfecting composition. 
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Descdptfon 

[0001] The present invention relates to aqueous disinfecting, decontaminating, depoliuting and cleaning composi- 
tions. The invention further relates to a method for their preparation and to various uses of the said compositions on 
5 the one hand, in the field of hygiene, for cleaning surfaces and on the other hand in the field of waste water treatment 
and pollution management. The invention also relates to a disinfecting product comprising a carrier impregnated with 
such aqueous compositions. 

BACKGROUND OF THE INVENTION 

10 

[0002] Effective disinfecting processes are necessary for the treatment of bulky amounts of water, especially domestic 
and industrial circulating waters, and aqueous effluents (such as being present in the foodstuff processing industry) 
containing microorganisms which cannot be discharged or re-used untreated for hygienic, operational or environmental 
reasons. Effective disinfecting processes are also necessary for treating surfaces such as premises, equipment, cen- 
ts tainers. air-conditioning systems and the like. Environmentally compatible disinfecting processes are mainly based on 
the use of active oxygen compounds, such as hydrogen peroxide and/or lower percarboxylic acids, especially peracetic 
acid. Other technical solutions involve an aqueous composition containing hydrogen peroxide and silver in the form of 
a salt or complex. 

[0003] Hydrogen peroxide is a moderately active, mild disinfectant with bactericidal properties. Hydrogen peroxide 
20 concentrations of 25 mg/1 are known to inhibit the growth of some bacteria, however an effective reduction of the germ 
count, even at a much higher hydrogen peroxide concentration, takes many hours or requires additional ultraviolet 
radiation. Generation of the latter, however, requires both expensive equipment and substantial electricity costs. There- 
fore when disinfecting large amounts of water, for instance for the treatment of water in sewage works and their outputs, 
such measures are practically inadequate and/or uneconomic. 
25 [0004] Peracetic acid is a highly effective disinfectant used to effect rapid germ reduction. Accordingly, peracetic acid 
is used for sterilization in the food industry and for disinfecting bottles and equipment in hospitals. 
[0005] It is well known in the art that a lower aliphatic percarboxylic acid having the formula RCO3H, wherein R is 
methyl or ethyl, may be prepared according to the equilibrium reaction represented by equation (1): 

30 . 

H2O2 + RCO2H RCO3H + H2O (1) 

and that, in order to stabilize concentrated aqueous solutions of such a percarboxylic acid, it is recommended to in- 
corporate hydrogen peroxide into said compositions. 

35 [0006] Thus, due to the above-mentioned process of manufacture of peracetic acid (i.e. wherein R is methyl) solu- 
tions, the latter contain not only peracetic acid and water but also hydrogen peroxide and acetic acid, most often 
together with one or more stabilizers. Commercially available peracetic acid (PAA) solutions contain (by weight) 15% 
PAA, 14% hydrogen peroxide and 28% acetic acid or, respectively, 38% PAA, 4 % hydrogen peroxide and 44.7% acetic 
acid. Because of their corrosive and fire-promoting properties, the use of such highly concentrated peracetic acid 

40 solutions creates many handling, storage and transport problems. Of particular concern is the odor of peracetic acid 
and Its irritating properties with respect to the skin, eyes, and respiratory tract. Another problem, as far as the disinfection 
of food Industry equipment Is concerned, is the use of stainless steel. When, for economic purposes, deionlzed water 
is replaced with water containing high levels of dissolved chlorides (for example water which was treated with chlorine- 
containing products) for the dilution of peracetic acid solutions, then insidious corrosion of the stainless steel equipment 

45 may occur. Disproportionately high acetic acid content is also responsible for increasing the chemical oxygen demand 
of water to be disinfected. Yet another problem is that this extremely high proportion of free acetic acid (additional 
acetic acid being formed from the decomposition of peracetic acid) forms the basis for a renewed and possibly explosive 
proliferation of the germs. 

[0007] The following forms a review of prior art pertaining to the field of the present invention. U.S. Patent No. 

50 4,051 ,059 discloses silver-free microbicides stable in storage comprising (by weight) 0.5 to 20% of an acetic/peracetic 
acid mixture, 25 to 40% hydrogen peroxide and the remainder to 100% water. Acetic acids mixture/H202 weight ratios 
from 0.166 to 0.866 are disclosed in examples 1-2 and 4-5. Simitar acetic acids mixture/H202 weight ratios from 0.15 
to 0.18 are also disclosed in the examples of U.S. Patent No. 4.051.058 relating to similar silver-free microbicides. 
Table II of the latter document shows microbial efficiencies (measured as log reductions of germs) after 5 minutes of 

55 5. 3 for Eschericia. coll a nd 4 .9 for Pseudomonas aeruginosa. 

[0008] U.S. Patent No. 4.743,447 discloses disinfecting contact lenses with a silver-free, stable, ready-to-use com- 
position containing (by weight) 0.005 to 0.1% peracetic acid, 1 to 8% hydrogen peroxide and sufficient acetic acid for 
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the system to reach equilibrium. According to the examples, this means acetic acids mixture/H202 weight ratios from 
0.161 to 0.513. This document further teaches microbial efficiencies (measured as log reductions of germs) after 5 
minutes of 5.0 for Pseudomonas aeruginosa, Streptococus faecalix, Candida albicans and Klebsiella pneumoniae. 
[0009] in its single example, U.S. Patent No. 4,587.264 discloses a silver-free disinfecting composition with an acetic 

5 acids mixture/H202 weight ratio of 0.41 . 

[0010] U.S. Patent No. 6,277,414 discloses a decontaminating composition comprising a mixture of H2O2, peracetic 
acid, acetic acid, silver (in the form of a salt or complex as a source of Ag* ions) and a stabilizer (such as H3PO4, also 
acting as a pH regulator), wherein the four components H2O2, peracetic acid, acetic acid and Ag"*" have a synergistic 
effect in respect of decontamination. More specifically, the composition has an H2O2 content not above 60% (preferably 

10 not above 8% from the standpoint of safe transport regulations), an acetic+peracetic acid mixture/H202 weight ratio 
of 0.15:1 to 0.85:1 and a silver component/H202 weight ratio between 0.0005 and 0.015. and comprises an amount 
of water to make up to 100% by weight, whereas the respective amounts of acetic and peracetic acids in the mixture 
are not critical. However, methods making use of the germicidal effect of silver ions are known from GB-A>2, 189,394 
to be slow-working. This is further confirmed by the experiments of U.S. Patent No. 6.277,414 wherein log reduction 

15 of germicidal or sporicidal activity is measured after an exposure time of the support of 2 hours. 

[0011] Thus, there is a strong consensus in the art that a disinfecting composition based on hydrogen peroxide, 
acetic acid and peracetic acid, whether free of metal ions or not. should exhibit an acetic acids mixture/H202 weight 
ratio of at least 0.15. There Is also a prejudice in the art against the use silver ions because of their slow efficiency 
against germs. 

20 [0012] A few other documents, such as for instance EP-A-357,598 and EP-A-51 7,742, even suggest acetic acids 
mixture/H202 weight ratios above 1, For instance, EP^-357,598 discloses a stable microbicide comprising from 0.2 
to 8% hydrogen peroxide, from 0.2 to 11% of a mixture of peracetic acid and acetic acid, and the remainder of 100% 
water, wherein the ratio acids/ H2O2 is between 1 and 11 and the acetic acid/peracetic acid ratio is from about 13 to 
100. EP-A-51 7,742 discloses the problematic of aqueous dilute solutions of peracetic acid being produced by reacting 

25 concentrated hydrogen peroxide and acetic acid and being equilibrium mixtures of the reactants and the reaction 
products. Under relatively forcing conditions, a concentrated mixture may reach equilibrium within hours, however 
when a concentrated equilibrium solution is diluted with water, the equilibrium point of the system is altered in favour 
of the regeneration of the original reactants and the ageing time required to reach the new equilibrium after dilution is 
similar, i.e. a month or more, to that required to directly produce a dilute solution. Based upon this statement, EP-A- 

30 51 7.742 provides an improved process for making a diluted solution containing from 0.5 to 1 5% of peracetic acid. For 
use in industrial or domestic disinfection, said solution may be further diluted until an effective peracetic acid content 
of about 0.1 to 2%. 

[0013] On the other hand, two documents suggest acetic acids mixture/H202 weight ratios below 0.15 under very 
specific conditions. For instance, EP-A-678.123 discloses disinfecting an aqueous solution containing a substantial 

35 concentration of nutrients for bacteria, especially the pressed pulp water recycle of a sucrose extracting plant, by using 
a biocide made by reacting a concentrated hydrogen peroxide solution (i.e. containing at least 30% H2O2) with a minor 
amount of acetic acid, the mole ratio of hydrogen peroxide to acetic acid being about 10:1 to 30:1 (i.e. an acetic acids/ 
H2O2 weight ratio from 0.06 to 0.18), and thereafter permitting the mixture to reach equilibrium. Example 1 indicates 
a log reduction of germs of 3 with a peracetic acid/H202 weight ratio of 0.1. No source of metal ions is used in the 

40 aqueous disinfectant of this document. 

[0014] U.S. Patent No. 5.965.033 teaches improving the long term action of a disinfectant for sewage works outputs 
and industrial circulating waters by using a disinfectant with a hydrogen peroxide weight content of 40-60% for retarding 
germ growth, a peracetic acid weight content of 1 .5-2.5% and an acetic acid weight content to 0.2-2%, i.e. acetic acids 
mixture/H202 weight ratios from about 0.03 to 0.07. No source of metal ions is used in the disinfectant composition of 

45 this document. The single example Indicates a log reduction of germs of only 2 after an exposure time of 3 hours to a 
disinfectant containing 6 ppm peracetic acid and 150 ppm hydrogen peroxide. 

[0015] Prior art in the field also includes EP-A-0 370 850 disclosing an aqueous solution comprising (by weight) 6 
to 8% hydrogen peroxide, 0.1 to 1 % peracetic acid and 2 to 10% acetic acid as a hygiene agent for disinfecting 

hemodialysis equipment. 

50 [001 6] EP-A-678.1 23 by principle exclude any dilution of the disinfecting composition and requires safety precautions 
for the storage of concentrated hydrogen peroxide solutions. It is well known, namely from US-A-6.277.414, that such 
concentrated solutions exhibit difficulties as regards transportation when the hydrogen peroxide content is above 16% 
or 8% depending on the national regulations which require special vented packaging for restricting transport. Also, a 
comparison of the germ reductions achieved by prior art with acetic acids mixture/H202 weight ratios below 0.15. i.e. 

55 EP-A-678,1 23 and US-A-5,965,033, with those obtained by formulations with acetic acids mixture/H202 weight ratios 
above 0.15. including US-A-6,277.414, cleariy shows a dramatic decrease of the disinfecting efficiency and speed. 
Thus, there is a strong prejudice in the art of decontaminating and cleaning formulations against any attempt to reduce 
the amounts of acetic and peracetic acid versus the amount of hydrogen peroxide. 
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[0017] WO 96/03873 discloses compositions comprising: 

(a) a peroxygen source, e.g. hydrogen peroxide or sodium perborate, 

(b) an N-acyl or 0-acyl donor being an activator for the peroxygen source, e.g. tetra-acetyl ethylene diamine 
5 (TAED). 

(c) a biocide precursor such as Caro*s acid (monoperoxysulfate) or sources of halide ions, 

(d) optionally an additional biocidal silver salt in concentrations less than the solubility limit of silver, and 

(e) optionally a pH-modifying component such that, when all components are dissolved, the pH is less than the 
pH of the percarboxylic acid corresponding to the acyl group of the activator. 

10 

WO 96/03873 exemplifies a composition wherein the weight ratio of the 0-acyl donor to the peroxygen source is above 
0.6. 

[0018] Thus, there is a strong need in the art for aqueous disinfecting solutions based on hydrogen peroxide and 
lower aliphatic carboxylic acids and the corresponding carboxylic peracids (preferably mixtures of acetic acid and 

f5 peracetic acid), being able to provide a high disinfecting efficiency, especially as conventionally measured by reduction 
of germs, for a wide range of germs (including bacteria, fungi, viruses and the like), within a short period of time, without 
a significant risk of renewed proliferation of germs and while achieving a satisfactory compromise of environmental 
and safety requirements, such as minimizing odor and irritation of the human skin or mucosa. There Is also a need in 
the art for disinfecting solutions based on hydrogen peroxide and the aforesaid carboxylic acids which meet all current 

20 safety national regulations applicable to the handling of the ingredients of such formulations, i.e. hydrogen peroxide 
and percarboxylic acids at each step of their preparation or use, for instance during manufacturing, storage or trans- 
portation. There is also a need in the art for such disinfecting solutions which, upon demand, can be readily used either 
for the decontamination of bulky amounts of waste water or, following mere dilution with water, for the cleaning, de- 
contamination or sterilization of surfaces such as hospital, laboratory, domestic and industrial premises and equipment. 

25 including containers, incubators, swimming pools and the tike. All these needs constitute the various goals of the 
present invention. 

SUMMARY OF THE INVENTION 

30 [0019] The present invention is based on the quite unexpected finding that, contrary to several prejudices well-es- 
tablished in the art, the various needs as herein-above identified, can be met simultaneously by aqueous disinfecting 
compositions based on hydrogen peroxide and a mixture of lower aliphatic carboxylic and percarboxylic acids, provided 
that the weight ratio of the said mixture to hydrogen peroxide in the said composition is significantly lowered, for instance 
within a range from about 0.002 to about 0.08, and that the said composition further comprises a suitable amount of 

35 a metal component as a source of metal ions. 

DETAILED DESCRIPTION OF THE INVENTION 

[0020] A first aspect of the present Invention therefore consists of an aqueous disinfecting composition comprising. 
<o by weight: 

(a) from about 0.1 to about 55% of hydrogen peroxide (H2O2), 

(b) from about 0.01 to about 4% of an RCO3H/RCO2H mixture, wherein R is methyl or ethyl, 

(c) from about 0.0004 to about 0.5% of a metal component as a source of metal ions, and 
45 (d) an amount of water to make up to 100%, 

characterized in that the weight ratio of the RCO3H/RCO2H mixture to hydrogen peroxide (H2O2) in the said aqueous 
disinfecting composition is from about 0.002 to about 0.08. 

[0021] The respective amounts of RCO3H and RCO2H in the RCO3H/RCO2H mixture being present as component 
50 (b) of the aqueous disinfecting composition are not especially critical in the present invention. Given general knowledge 
available to those skilled in the art, in particular the above-mentioned equilibrium reaction (1), a suitable mixture of (a) 
and (b), i.e. a ternary mixture of hydrogen peroxide (H2O2). lower aliphatic carboxylic acid RCO2H and corresponding 
carboxylic peracid RCO3H is obtainable in having either H2O and RCO3H or H2O2 and RCO2H together in H2O . provided 
that hydrogen peroxide is in the prerequisite excess relative to the RCO3H/RCO2H mixture. Parameters such as time, 
55 temperature and concentration which are suitable to influence, if desired for a specific purpose, the RCO3H/RCO2H 
molar ratio in the RCO3H/RCO2H mixture are well known to the skilled person. Using commercially available lower 
aliphatic carboxylic peracid solutions or modifying the latter by further appropriate dilution and/or storage time will 
usually result in suitable RCO3H/RCO2H mixtures wherein the RCO3H/RCO2H molar ratio is preferably in the range 
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from about 1:4 to about 5:1, more preferably in the range from about 1:1 to about 4:1. A mixture wherein such molar 
ratio is below about 1:4 is likely to provide insufficient disinfecting properties in many circumstances, whereas it may 
be difficult to keep and maintain a mixture with such a molar ratio above about 5:1 whatever the existing temperature, 
concentration and time circumstances prevailing at the period of use. 

5 [0022] In the present aqueous disinfecting compositions, in order to achieve the above-mentioned goals and the 
unexpected technical effects of this invention whatever the hydrogen peroxide content in a range from about 0.1 to 
about 55% by weight (including diluted compositions with a preferred* hydrogen peroxide content in a range from about 
0.15 to about 8% by weight), it is required a weight ratio of the RCO3H/RCO2H mixture to hydrogen peroxide (HjOj) 
from about 0.002 to about 0.08. preferably from 0.004 to 0.07, more preferably from 0.005 to 0.05. 

10 [0023] Generally, a lower aliphatic monocarboxylic acid RCO2H wherein R Is methyl (I.e. acetic acid) Is preferred to 
the corresponding acid wherein R is ethyl (I. e. propionic acid), because it Is a more active disinfecting means in the 
aqueous disinfecting compositions according to the invention. 

[0024] The metal component (c) of the aqueous disinfecting compositions according to this invention is preferably a 
source of metal ions, more preferably a component of a monovalent metal such as silver. The said silver component 

15 preferably is a source of Ag* ions. The metal component (c) may also be a component of a plurlvalent metal such as 
specified below. The metal of component (c) may thus also be selected from rare earth metals and from metals of 
Groups I (A, B), II (A, B), MI A, IV (A, B). V (A. B). VIB, VIIB and VIII of the Periodic Table. For instance, the metal may 
be selected from the group consisting of Mn, Zn, Sn. Fe, Cu. Al, Ni, Co. Ti. V, Zr. Nb. Ta, Or. Mo, W. La, Bi, K, Cd, Yb. 
Dy, Nd, Ce, In. TI, Pr and combinations thereof. Specific examples of suitable plurivalent metals include Ag2*, Ag^* 

20 and the like. 

[0025] Suitable metal components (c) include metal complexes, metal chelates and metal salts with either an organic 
acid or an inorganic acid. Silver nitrate is especially preferred. Other suitable metal salts may be selected from the 
group consisting of phosphates, carbonates, aminobenzoates, hydroxides, cinnamates. naphthenates. stearates, 
caproates, laurates, myristates, palmitates, oieates, picolinates, fluorides, aspartates, gluconates, iodides, oxides, ni- 

25 trites, nitrates, phosphates, pyrophosphates, sulfides, acetates, ascorbates, chlorides, benzoates, citrates, fumarates, 
gluconates, glutarates. lactates, maleates, malonates, salicylates, succinates, sulfates, and combinations thereof. 
When the disinfecting composition of the invention is likely to come in contact with the human skin or mucosa, derma; 
tologically acceptable metal chelates and salts like bishistidine complexes, bromides, chondroitin sulfate, chromites. 
cyanides, dipiocolinates, ethylhexanoates, glycerolate complexes, methoxides, polyphosphonates, paraphenolsul- 

30 fonates. perchlorates. phenolsulfonates, selenides. thiocyanates. tripolyphosphates. tungstates and the like may also 
be used. 

[0026] The said metal component (c) preferably has high water-solubility, therefore a poorly water-soluble component 
such as silver oxide AgjO is less suitable for the purpose of the present invention because it will require solubilizing 
means (such as bringing the component in a colloidal form) that will add to the complexity of the composition and its 
35 manufacturing process. 

[0027] The amount of the metal component (c) is between about 0.0004 and about 0.5% by weight of the disinfecting 
composition, depending upon the hydrogen peroxide content thereof. Preferably the weight ratio of the metal compo- 
nent to the hydrogen peroxide is within the range of about 0.00005:1 to about 0.003: 1 , more preferably within the range 
of 0.0005:1 to about 0.002:1 . 

40 [0028] The aqueous disinfecting compositions according to this invention may further include one or more stabilizers, 
such as a strong inorganic acid, for instance phosphoric acid, nitric acid, sulfuric acid, hydrobromic acid, boric acid or 
mixtures thereof. Among inorganic acid stabilizers, phosphoric acid is especially preferred. The stabilizer may also be 
either gelatin or an organic carboxylic acid such as tartaric acid, citric acid (or a hydrate thereof), benzoic acid, picolinic 
acid, nicotinic acid and isonicotinic acid. The said stabilizer(s). when present, should preferably be used in an effective 

45 amount close to the amount of the metal component. 

[0029] The aqueous disinfecting compositions according to this invention may also include at least one component 
selected from the group consisting of surfactants, surface-active agents, wetting agents, corrosion inhibitors and fra- 
grances. 

[0030] Suitable surfactants for use herein Include anionic, cationic, non-ionic, amphoteric and zwitterionic surface- 
so active compounds, preferably those having good wetting properties and being suitable for contact with foodstuffs or 
drinking water at the relevant dose, and mixtures of such compounds. 

[0031] A wide variety of anionic surfactants are potentially useful herein, Non limiting examples of anionic surfactants 
include those selected from the group consisting of alkyi and alkyi ether sulfates, sulfated monoglycerides, alkylaryl- 
sulfonates, primary or secondary alkane sulfonates, alkyi sulfosuccinates, acyl taurates, acyl isothionates. alkyi glyc- 
55 erylether sulfonates, sulfonated methyl esters, sulfonated fatty acids, alkyi phosphates, acyl glutamates. alkyi sulfo- 
acetates, acylated peptides, alkyi ether carboxylates and mixtures thereof. Exemplary embodiments include alkylben- 
zenesulfonates having 6 to 18 carbon atoms in the alkyi group, alkylsulfates and alkanesulfonates (each having 8 to 
22 carbon atoms In the alkyi or alkane group) of alkaline earth metals and alkali metals (particulariy sodium or potas- 
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slum), as well as polyethoxylated phosphoric acid alkyi esters. The alkyi ether sulfates are typically made as conden- 
sation products of ethylene oxide and monohydric alcohols (having from about 8 to about 24 carbon atoms) and then 
sulfated. These alcohols can be derived from fats, e.g., coconut oil or tallow, or can be synthetic. Specific examples 
of alkyi sulfates which may be used in the compositions are sodium, ammonium, potassium, magnesium or trleth- 
5 anolamtne salts of lauryl or myristyl sulfate. Still other suitable anionic surfactants are alkyi sulfosuccinates. Including 
disodium N-octadecylsulfosuccinate, diammontum lauryl sulfosuccinate. tetrasodium N-(1,2-dlcarboxyethyl)-N-octa- 
decyl-sulfosuccinate, diamyl ester of sodium sulfosuccinic acid, dihexyl ester of sodium sulfosuccinic acid and dioctyl 
esters of sodium sulfosuccinic acid. 

[0032] Suitable non-ionic surfactants include for instance polyethoxylated and polypropoxylated derivatives of alkyl- 
10 phenols, fatty alcohols, oxo-alcohol polyethylene glycols, fatty acids and C10-C20 fetty acid monoesters. aliphatic 
amines or amides containing at least 1 2 carbon atoms in the molecule, such as polyglycol ether derivatives of aliphatic 
and cycloaliphatic alcohols, saturated and unsaturated fatty acids and alkylphenols. said derivatives preferably con- 
taining 3 to 10 glycol ether groups and 8 to 20 carbon atoms in the (aliphatic) hydrocarbon moiety and 6 to 18 carbon 
atoms in the alkyi moiety of the alkylphenol. Further suitable non-ionic surfactants are water-soluble adducts of poly- 
ps ethylene oxide with poylypropylene glycol, ethylenediaminopolypropylene glycol containing 1 to 10 carbon atoms in 
the alkyi chain, which adducts contain 20 to 250 ethyleneglycol ether groups and/or 10 to 100 propyleneglycol ether 
groups. Such compounds usually contain from 1 to 5 ethyleneglycol units per propyleneglycol unit. Representative 
examples of non-ionic surfactants are nonylphenol-polyethoxyethanol, castor oil polyglycolic ethers, polypropylene/ 
polyethylene oxide adducts, tributylphenoxypolyethoxyethanol, polyethyleneglycol and octylphenoxypolyethoxyetha- 
20 nol. Fatty acid esters of polyethylene sorbitan (such as polyoxyethylene sorbitan trioleate), glycerol, sorbitan. sucrose, 
and pentaerythritol are also suitable non-ionic surfactants. 

[0033] Suitable cationic surfactants include quaternary ammonium salts, preferably halides. having 4 hydrocarbon 
radicals optionally substituted with halo, phenyl, substituted phenyl or hydroxy; for Instance quaternary ammonium 
salts containing as N-substituent at least one C8-C22 alkyi radical (e.g. cetyl, lauryl, palmityl, myristyl, oleyl and the 
25 like) and, as further substituents, unsubstituted or halogenated lower alkyi, benzyl and/or hydroxy-lower alkyi radicals. 
[0034] A more detailed description of surface-active agents suitable for this purpose may be found for instance in 
"McCutcheon's Detergents and Emulsifiers Annual" (MC Publishing Crop.. Ridgewood, New Jersey. 1981 ) and Tensld- 
Taschenbuch", 2"^ ed. (Hanser Verlag, Vienna, 1981). 

[0035] Specific examples of suitable amphoteric surfactants include sodium 3-dodecylaminopropionate. sodium 
30 3-dodecylaminopropane sulfonate, N-aikyltaurines and betaines. 

[0036] In the disinfecting compositions according to the invention, the weight ratio of the said surfactant or wetting 
agent to hydrogen peroxide is preferably at most 0.1 , more preferably between about 0.002 and 0.02. most preferably 
between about 0.005 and 0.01, depending upon the specific selected surfactant. 

[0037] Suitable corrosion inhibitors for use herein should preferably admissible for contact with foodstuffs and/or for 
35 oral administration with drinking water. Exemplary compounds include low molecular weight aliphatic phosphonic acids 
optionally containing carboxyl groups apart from the phosphonic acid groups. These include for instance aminophos- 
phonic acids (such as dimethylaminomethane diphosphonic acid. aminotri-(methylene phosphonic acid, aminoacetic 
acid-N-di-(methylene phosphonic acid), 1-amino-1-cyclohexylmethane-1,1 -diphosphonic acid, 3-aminopropane-1-hy- 
droxyl-1,1-diphosphonic acid and ethylenediamine-tetra-(methylenephosphonicacid),hydroxyethanediphosphonicac- 
<o id. phosphonosuccinic acid. 2-phosphonobutane-1 .2,4- tricarboxylic acid, as well as their water-soluble salts, particu- 
larly the alkali metal salts (such as sodium or potassium), the ammonium salts and the alkanolamine salts (preferably 
wherein the alkanol has 2 or 3 carbon atoms, such as the mono-, di- or tri-ethanolamine salts) and mixtures thereof. 
When present, the corrosion inhibitor should preferably be used in a weight ratio, with respect to hydrogen peroxide, 
not above about 0.03. 

45 [0038] The fragrance, when present, should preferably be incorporated Into the aqueous disinfecting composition of 
the invention In an amount of at most about 0.5% by weight of the composition. 

[0039] Water which forms the main part of the disinfecting composition according to the invention is preferably a 
purified water, namely a distilled water, demineralized water or deionized water grade. The latter preferably means a 
water having a resistivity greater than about 10^ n/cm and preferably greater than 10® ft /cm. 
50 [0040] The pH of the aqueous compositions according to the invention is preferably between about 1 .5 and 5, more 
preferably between about 2 and 4 and may be regulated, if necessary, by means of phosphoric acid as previously 
indicated. 

[0041] The aqueous compositions of this invention may be manufactured according to various methods. In a first 
embodiment, all ingredients of the composition may be mixed at the same time. However, an alternative embodiment 
55 may be preferred, wherein first a stabilized metal component aqueous solution is prepared by mixing the said metal 
component together with one or more acidic stabilizers (such as above described) and water and then in a second 
step mixing the stabilized metal component aqueous solution together with hydrogen peroxide (preferably a 40 to 60% 
concentrated solution) and the lower carboxylic add RCO2H or a RCO3H/RCO2H mixture. When the metal component 
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is not completely water-soluble, it may be necessary to provide additional solubilization means such as is well known 
in the art, for instance by adding a small amount of a colloidal agent. In each case, mixing should be effected in a 
vessel or apparatus made from a material being resistant to hydrogen peroxide, to the acidic stabilizer and to the metal 
component being a source of metal Ions. Suitable but non-limiting examples of such materials include glass, polyeth- 

5 yiene and polytetrafluoroethylene. The manufacturing method of the invention is preferably performed under atmos- 
pheric pressure and within a temperature range from about lO^^C to about 40'C, i.e. there is no need for or advantage 
resulting from providing specific heating means for raising the temperature above room temperature. The above em- 
bodiments of the method are applicable to both concentrated formulations and diluted fomiulations. However, in the 
latter case, it is prefen-ed to prepare them by water dilution of the concentrated formulations preferably immediately 

10 before use of the same. The water grade to be used for such dilution is not critical to the present invention. It may be 
a standard hardness water, such as specified in NEN<EN1276 norm (1997), or a purified water grade preferably as 
indicated herein-above when the added cost of such water grade is consistent with the economic conditions prevailing 
in the intended specific use of the diluted formulation. 

[0042] For the sake of clarity, distinction between concentrated formulations and diluted formulations will be based 
15 on the hydrogen peroxide content of the said compositions. By definition, a concentrated formulation or composition 
herein is one including at least 1 5% by weight and up to about 55% by weight hydrogen peroxide. By contrast, a diluted 
formulation or composition is defined herein as one including less than 15% by weight hydrogen peroxide. 
[0043] Another aspect of the present invention relates to the use of an aqueous liquid composition such as disclosed 
above for cleaning, decontaminating, disinfecting or sterilizing a solid surface or a volume of a gas or liquid. 
20 [0044] When an aqueous concentrate composition according to the invention is used as a disinfecting or sterilizing 
composition, it is typically applied in the following conditions (concentrations and application time): 

- when applied to water treatment: at a concentration of preferably at least 50 ml. preferably not more than 30.000 
ml, of the said concentrate composition per volume of 1 m^, during at least 24 hours; 

25 - when dispersed into a gas like air. in a concentration of at least about 2 mg. preferably not more than about 2 g 
of the said concentrate composition per gas volume of 1 m^. during at least about 5 minutes. 

[0045] When the aqueous disinfecting composition of the invention is applied onto a solid surface, it is preferred for 

safety regulations to use a diluted formulation obtained by mixing preferably at least 1 % by weight, preferably not more 
30 than 15% by weight, of the aqueous concentrate composition with water, and then moisturizing the said solid surface 
with the diluted formulation during at least 5 minutes until substantially complete wetting of the solid surface is achieved 
(which, as is known from the skilled person, may depend upon the surface porosity). 

[0046] As will be understood to those skilled in the art, the preferred amount of the concentrate composition to be 
used will widely vary with the type and amount of micro-organisms present on the solid surface or in the liquid or gas 
35 to be treated. 

[0047] With respect to the many uses of the aqueous compositions according to this invention as a disinfectant, the 
following application methods are more particularly recommended: 

- immersion of the product to be treated into the said aqueous composition. 

<o . spraying of the aqueous disinfecting composition onto a solid surface to be treated, and 

incorporation of the aqueous disinfecting (diluted or concentrated) composition into water to be treated (particularly 
swimming pool water, drinking water, industrial process water, waste water and the like), 

[0048] Therefore, the aqueous disinfecting compositions according to the invention are especially useful for: 

45 

(a) the disinfection and hygiene of hospital and laboratory premises, industrial premises (such as milk dairies, 
cheese dairies, malt houses, breweries, facilities for the production of mineral water, wine, spirits, fruit and vege- 
table juices; greenhouses; cowsheds, hen houses and stables; packaging lines for foodstuffs, drinks or pharma- 
ceuticals; interiors of aeroplanes and boats) and the contents of said premises, especially the equipment or in- 

50 struments within said premises; 

(b) the sterilization of aseptic enclosures such as incubators for premature animals or growing axenic animals; 

(c) the treatment of legionella in air-conditioning systems; 

(d) the disinfection and hygiene of storage containers (especially silos) and pipelines for conveying liquid or solid 
products such as foodstuffs (sugar, tea, coffee, cereals, drinks) and animal feed; 

55 (e) the disinfection and hygiene of swimming pools and other balneotherapy equipments (in which case the com- 

position will preferably be surfactant-free); 

(0 the disinfection of drinking water (for instance In wells or storage containers), in which case the composition 
will preferably be surfactant-free; and 
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(g) the protection of outdoor crops (such as cereals, tomatoes, banana plantations, hydroponic cultures Including 
witloof. seeds, tubercules and the like), by virtue of Its bactericidal, fungicidal, sporicldat, virucidal and antiparasitic 

properties. 

5 [0049] Thus the present invention encompasses methods of cleaning, decontaminating, disinfecting or otherwise 
sterilizing a solid surface, a liquid volume or a gaseous volume by applying the aqueous concentrate or diluted com- 
position disclosed above to the said surface or by dispersing it into the said liquid or gas. 

[0050] In another aspect, the present invention also relates to a disinfecting product comprising a carrier impregnated 
with an aqueous liquid composition such as disclosed above. The carrier Is preferably a solid carrier such as a woven 

to or non-woven textile product or a cellulose product such as for instance a towel. Methods for Impregnating such solid 
carriers with an aqueous composition and packaging products and methods for keeping the humidity of the impregnated 
solid carrier under common storage conditions are well known to those skilled in the art. Because the weight ratio of 
the RCO3H/RCO2H mixture to hydrogen peroxide (H2O2) in the said aqueous disinfecting composition is very low, 
there is no risk of skin irritation during manipulation of the impregnated carrier of this embodiment of the invention. 

IS [0051] The aqueous disinfecting composition of this invention has been found to be very efficiently active against a 
wide range of bacteria, including gram-positive spore-forming and asporogeneous bacteria (e.g. bacilli and cocci) and 
gram-negative bacteria, such as for instance but not limited to Pseudomonas aeruginosa (e.g. CMCM-2-22 strain), 
Pseudomonas cepacia, Enterobacter cloacae. Enterobacter agglomerans, Klebsiella pneumoniae (e;g. ATCC-10031 
strain), Eschericia coli, Streptococcus faecalis (e.g. ATCC-10541 strain), Staphylococcus cohnii and Staphylococcus 

20 aureus (e.g. IP 52154) (all of the latter being customary to hospital bacterial strains), Enterococcus facium, Enterococ- 
cus hirae, Thiobacillus ferrooxidans (e.g. ATCC 13661 strain), Lactobacilli, Thermophilic bacilli, Mycobacterium smeg- 
matis (e.g. IP 7326 strain), Xanthomonas, Legionella, Clostridium, Listeria, Chlamydia and the like. The aqueous dis- 
infecting composition of this invention has also been found to be very efficiently active against a wide range of fungi, 
including yeasts and molds such as for instance but not limited to Candida albicans (e.g. APCC-2091 strain), Aspergillus 

25 niger{e.g. 218 IP strain), Penicillium verrucosum and the like. Still more surprisingly, the aqueous disinfecting compo- 
sition of this invention has also been found to be very efficiently active against the spores of certain fungi or bacteria 
such as the spores of Bacillus subtilis (e.g. ATCC-6633 strain). The aqueous disinfecting composition of this invention 
has also been found to have antiparasitic activity against for instance Schistosoma haematobium. Schistosoma man- 
son/ and the like. The aqueous disinfecting composition of this invention has also been found to have antiviral activity 

30 against various viral strains such as for instance orthopoxvirus, human adenovirus, rhinovirus, herpes vims, enterovi- 
rus, influenza virus, poliomyelitis virus and the like. 

[0052] The aqueous disinfecting or decontaminating compositions of the present invention are able to provide bac- 
terial log reductions above 5.0, for instance at least 5.5, preferably at least 5.9, more preferably at least 6.1 , as measured 
in accordance with EN 1276 norm, after 5 minutes of use in a disinfecting or decontaminating treatment such as men- 
35 tioned above. They are also able to provide bacterial log reductions above 5.0 and up to about 7.5, fungi log reductions 
above 4.0 and up to about 5.5, and spores log reductions above 3.0 and up to about 5.5 under the test conditions of 
the French regulation of 25.03.1992 and the AFNOR standard NF T 72-281. 

[0053] The aqueous disinfecting compositions of the present Invention have many advantages over the existing 
disinfectants, in particular: 

40 

they provide substantial germicide activity within a shorter period of time, within broad temperature limits, namely 
between about 4°C and 60°C, 

they are ready to use immediately after preparation and can be bottled without further waiting time in customary 
transport and marketing containers (including those made of glass, metals, porcelain, ceramic, plastics and the 
« like), 

- at the preferred concentrations, they exhibit no smell or change in smell with time and produce no health Impairment 
or injury, such as skin irritation, for humans or other mammals, 

the concentrated formulations can be stored for long periods of time (up to years) at temperatures between about 
4°C and 25°C, Including incidental temperatures up to about 40°C, without exhibiting a substantial decrease In 

so their germicide activity, and 

the diluted formulations can be sprayed onto solid contaminated surfaces by means of any type of equipment 
intended for distant treatment such as fogger, pneumatic sprayer, diffuser or similar equipment wherein the liquid 
is introduced into a gaseous flow; if necessary for the comfort of use and efficiency of the treatment, the said 
apparatus may be electronically programmable for permanently or intermittently diffusing the disinfecting formu- 

55 lation in air in the premise to be treated or in the direction of the contaminated surface to be treated. 

[0054] The following examples are provided only for the purpose of illustrating some specific embodiments of the 
present invention and should not be understood as limiting the scope of the invention in any way. 
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EXAMPLE 1 - preparation of a disinfecting concentrate 

[0055] The following manufacturing steps are performed in a vessel (tank) and with equipment (e.g. stirring appara- 
tus) made of a glass which is resistant to hydrogen peroxide, inorganic and organic acids, and silver ions. The apparatus 
5 and equipment is beforehand cleaned well and rinsed with demineralized water with a conductivity below 10 ^S/cm. 
An aqueous concentrate was prepared in two steps at 20°C. under atmospheric pressure and in the absence of ultra- 
violet light, as follows: 

In a first step, 28 g silver nitrate is dissolved into 50 ml demineralized water, then while stirring 10 g tartaric acid 
10 is dissolved into the silver nitrate solution thus obtained. Separately, another aqueous solution is prepared by 

mixing 7 ml demineralized water, 4 g of phosphoric acid (85% pure) and 1 g citric acid monohydrate. While stirring 
and maintaining the temperature not above SO^'C, the latter solution is added to the silver nitrate solution, and the 
resulting mixture, if not used immediately thereafter in the second step, is stored In the daric. 
In the second step. 2.8 g of the stabilized silver concentrate obtained in the first step and stored for at least three 
15 days in the dark is added to 1 liter of a mixture comprising (by weight) 1.9% peracetic acid. 47.2% hydrogen 

peroxide, 0.5% acetic acid and 50.4% water (i.e. an acetic/peracettc acid mixture weight ratio to hydrogen peroxide 
equal to 0.05). The resulting mixture is further stired during 15 minutes and is then ready for bottling or packaging 
or ready-to-use either as such or after dilution. 

20 [0056] The concentrate obtained is stable upon storage for at least 12 months at an average temperature within a 
range between about 4**C and 25^C, including incidental temperatures of up to about 40^C. 

EXAMPLE 2 - preparation of a disinfecting concentrate 

25 [0057] The following manufacturing steps are performed in a vessel (tank) and with equipment (e.g. stirring appara- 
tus) made of a glass which is resistant to hydrogen peroxide, inorganic and organic acids, and silver ions. The apparatus 
and equipment is beforehand cleaned well and rinsed with demineralized water with a conductivity below 10 ^S/cm. 
An aqueous concentrate was prepared in two steps at 20^*0 (unless otherwise specified), under atmospheric pressure 
and in the absence of ultraviolet light, as follows: 

30 

In a first step, 31.4 g silver nitrate is dissolved into 0.1 liter demineralized water, then the silver nitrate solution is 
heated up to 40°C and maintained at this temperature while immersing a redox platinum electrode into the said 
solution. The redox platinum electrode is connected to a potentiometer. A separately prepared persulfate solution, 
obtained by dissolving 110 g sodium persulfate into 0.5 liter demineralized water, is added slowly to the silver 

35 nitrate solution while stirring. The redox potential controlled by the potentiometer increases immediately after start- 

ing addition of the persulfate solution. Said addition is continued slowly until a redox potential of 1 .460 mV is 
attained. The resulting solution is then filtered and kept at a temperature of about 25°C while dissolving 11.2 g 
tartaric acid therein under stirring. Separately, another aqueous solution is prepared by mixing 7.8 ml demineralized 
water, 4.4 g of phosphoric acid (85% pure) and 1.12 g citric acid. While stirring and maintaining the temperature 

<o not above 30°C, the latter solution is added to the silver solution, and the resulting mixture, if not used immediately 

thereafter in the second step, is stored for at least three days in the dark. 

In the second step, 7.5 ml of the stabilized silver concentrate obtained in the first step and optionally stored in the 
dari< is added to 1 liter of a mixture comprising (by weight) 1.9% peracetic acid, 47.2% hydrogen peroxide. 0.5% 
acetic acid and 50.4% water (i.e. an acetic/peracetic acid mixture weight ratio to hydrogen peroxide equal to 0.05). 
45 The resulting mixture including the silver concentrate is further stirred during 15 minutes and is then ready for 
bottling or packaging or ready-to-use either as such or after dilution. 

[0058] The concentrate obtained is stable upon storage for at least 12 months at an average temperature within a 
range between about 4''C and 25''C, including incidental temperatures of up to about 40°C. 

50 

EXAMPLE 3- preparation of an aqueous disinfecting diluted composition 

[0059] The following manufacturing steps are performed in a polyethylene vessel (tank) and with equipment (e.g. 
passivated stainless steel stirring apparatus) which are resistant to hydrogen peroxide, inorganic and organic acids, 
55 and silver ions. The apparatus and equipment is beforehand cleaned well and rinsed with demineralized water. 

[0060] To 755 kg of demineralized water is added 32 kg of the disinfecting concentrate of example 1 . After 1 0 minutes 
stirring, 80 g of an ethoxy alkylphenol phosphoric ester surfactant (commercially available from ATOFINA) and 160 g 
of a perfluoroalkylethoxylate phosphate wetting agent (commercially available from DU PONT DE NEMOURS) are 



9 



EP 1 382 666 A1 



10 



15 



20 



25 



30 



35 



40 



45 



added until complete dissolution. A separately prepared mix of 1.4 kg of a perfume (Frenial commercially available 
from ROBERTET) and 1 .2 kg isotridecanol ethoxylate including 8 ethylene oxide units as a surfactant/emulsifier (com- 
mercially available from SASOL under the trade name Marlipal 013/80) is then slowly (i.e. during at least 5 minutes) 
added to the tank. Finally 4 kg of 2-phosphonobutane-1.2,4-tricarboxylic acid (commercially available from BAYER) is 
added and stirred during 1 5 minutes, whereby the aqueous dilute composition thus obtained, having a density of 1 .01. 
is ready-tO'Use as a disinfecting composition. 

EXAMPLE 4 ' Disinfection experiments 

[0061] The following microbial reduction experiments were performed using conditions in accordance with 
NEN-EN1276 norm (1997) relating to bacteria and in accordance with the Principles on Good Laboratory Practice as 
published by OECD. ENV/MC/CHEM/(98)17(1998). 

[0062] The germicidal activity, measured as the difference, otherwise called log reduction, between the decimal 
logarithm of the concentration of a certain strain (either bacteria or fungi) before starling treatment and the decimal 
logarithm of the concentration of the same strain after 5 minutes treatment is shown In the following table 1 . Treatment 
is effected with an aqueous disinfecting diluted composition obtained by mixing 3 volumes of the concentrate of example 
1 with 97 volumes of a water grade such as defined in the above-mentioned norm. 

TABLE 1 



Strain 


Log reduction 


Candida albicans (APCC-2091) 


4,7 


Aspergillus niger 


3.4 


Eschericia coli 


6.1 


Staphylococcus aureus 


6.5 


Enterococcus hirae 


5.5 


Pseudomonas aeruginosa 


6.3 



[0063] The germicidal activity, otherwise called log reduction, measured after 5 minutes treatment with an aqueous 
disinfecting diluted composition obtained by mixing 3 volumes of the concentrate of example 2 with 97 volumes of a 
water grade such as defined in the above-mentioned norm, is shown in the following table 2: 

TABLE 2 



Strain 


Log reduction 


Candida albicans (APCC-2091) 


4.7 


Aspergillus niger 


3.3 


Eschericia coli 


6,1 


Staphylococcus aureus 


6.5 


Enterococcus hirae 


6.8 


Pseudomonas aeruginosa 


6.3 



[0064] The germicidal activity measured after 5 minutes treatment with the aqueous disinfecting diluted composition 
of example 3, otherwise called log reduction, is shown in the following table 3: 



50 



55 



TABLE 3 



Strain 


Log reduction 


Eschericia coli 


5.5 


Staphylococcus aureus 


6.4 


Enterococcus hirae 


6.7 


Pseudomonas aeruginosa 


5.9 
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EXAMPLE 5 - preparation of an aqueous disinfecting diluted composition 

[0065] Using the methodology disclosed in examples 1 and 3, a diluted disinfectant is prepared with the following 
weight by weight composition: 

5 

7.2 % hydrogen peroxide, 
0. 1 6 % peracetic acid, 

- 0.057 % acetic acid, 
0.0099 % silver nitrate, 

10 . 0.00037 % citric acid, 

- 0.0038 % tartric acid, 

- 0.0026% phosphoric acid, 

0.00366 % pyridine-2.6-dicarboxylic acid, 

- 0.15 % sulfuric acid, 

IS - 0.015 % 1-hydroxyethylidene bisphosphonic acid, 

- 0.0018 % sodium hydroxide. 
0.0009 % nitric acid, 

- 0,05 % of a non-ionic surfactant of the alkyi polyglycol ether type, being an ethoxylated isotridecanol with 8 moles 
ethylene oxide per mole alcohol (commercially available from SASOL under the trade name Marlipal 01 3/80), and 

20 - the complement to 100% of water having a conductivity below 10 jiQ/cm (i.e. an acetic/peracetic acid mixture 
weight ratio to hydrogen peroxide equal to 0.03). 

EXAMPLE 6 - Anti-microbial activity of a diluted disinfecting composition 

25 [0066] The aqueous diluted composition of example 5 was tested with a nebulization apparatus Micro-Jet ULV Fogger 
Model 7401 commercially available from Fogmaster Corporation (U.S.A) which mimics the disinfection of surfaces in 
hospitals. The experiments were conducted in accordance with the French regulation of 25.03.1992 and the AFNOR 
standard NF T 72-281, in a room having a volume of 20 m^ maintained at a temperature of Relative humidity 
was 75% at start of experiment and 99% at the end of experiment. The amount of disinfecting composition used was 

30 1 liter, e.g. 50 ml/m^, and the distance between the source and the supporting element (a watch glass having a 4 mm 
diameter) was 1m. 

[0067] The gennicidal activity, otherwise called log reduction, measured after 2 hours treatment, is shown in table 4 
for each strain (bacteria, fungi or spores) tested. 



TABLE 4 



Strain 


Log reduction 


Candida albicans (CIP 1180 79) 


5.5 


Penicillium verrucosum (CIP 1186 79) 


4.2 


Spores of Bacillus subtilis (ATCC 6633) 


5.4 


Mycobacterium smegmatis (CIP 7 326) 


7.4 


Streptococcus faecium (CIP 58 55) 


7.4 


Pseudomonas aeruginosa (CIP A 22) 


6.0 


Staphylococcus aureus (CIP 53 154) 


5.6 



Claims 

50 

1. An aqueous disinfecting composition comprising by weight: 

(a) from 0.1 to 55% of hydrogen peroxide, 

(b) from 0.01 to 4% of an RCO3H/RCO2H mixture, wherein R is methyl or ethyl, and 

(c) from 0.0004 to 0.5% of a metal component as a source of metal Ions, and 

(d) an amount of water to make up to 100%. 
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characterized in tliat the weight ratio of the RC03i-l/RC02H mixture to hydrogen peroxide in the said composition 
is from 0.002 to 0.08. 

2. An aqueous disinfecting composition according to claim 1 , characterized in that the RCO3H/RCO2H molar ratio 
5 in the RCO3H/RCO2H mixture is in the range from 1:4 to 5:1. 

3. An aqueous disinfecting composition according to claim 1 or claim 2, characterized in that the weight ratio of the 
RCO3H/RCO2H mixture to hydrogen peroxide in the said composition is from 0.005 to 0.05. 

10 4. An aqueous disinfecting composition according to any of claims 1 to 3. characterized in that the metal of the 
metal component (c) is a monovalent metal. 

5. An aqueous disinfecting composition according to any of claims 1 to 4, characterized in that the metal of the 
metal component (c) is silver. 

15 

6. An aqueous disinfecting composition according to any of claims 1 to 5, characterized in that the metal of the 
metal component (c) is a source of Ag**^ ions. 

7. An aqueous disinfecting composition according to any of claims 1 to 6, characterized in that the metal component 
20 (c) is silver nitrate. 

8. An aqueous disinfecting composition according to any of claims 1 to 7, characterized in that it further includes 
one or more stabilizers. 

25 9. An aqueous disinfecting composition according to any of claims 1 to 8, characterized in that it further includes 
one or more con^osion inhibitors and/or one or more surfactants. 

10. Use of an aqueous disinfecting composition according to any of claims 1 to 9 for cleaning, decontaminating, dis- 
infecting or sterilizing a solid surface or a volume of a gas or liquid. 

30 

11. A disinfecting product comprising a carrier impregnated with an aqueous disinfecting composition according to 
any of claims 1 to 9. 



35 



40 



45 



50 



55 



12 



EP 1 382 666 A1 



European Patent 
Office 



EUROPEAN SEARCH REPORT 



Application Nuint)er 

EP 03 44 7163 



DOCUMENTS CONSIDERED TO BE RELEVANT 



Category 



Citation of document with indication, where appropriate, 
of relevant passages 



Relevant 
to claim 



CLASSIFICATION OF THE 
APPUCATION (lnta.7) 



Y.O 



ET AL) 



US 5 965 033 A (DEL GROSSO BIRGIT 
12 October 1999 (1999-10-12) 

* column 1, line 5 - line 9 * 

* column 2, line 66 - column 3, line 11 * 

* claims 1»2,5; example El * 



1-11 



C11D3/39 
A01N37/16 
A01N59/00 
C11D17/04 



US 6 277 414 Bl (OE NICOLA RAPHA EUML L 
ALEX' ET AL) 21 August 2001 (2001-08-21) 



1-11 



column 2, 
column 4, 
column 6, 
column 7, 
claims 1,2 * 



line 17 

line 62 

line 62 

line 33 



line 39 
column 5, 
column 7, 
column 8» 



line 13 * 
line 32 * 
line 28 * 



WO 96 03873 A (WARWICK INTERNATIONAL GROUP 
LIMITED (GB)) 

15 February 1996 (1996-02-15) 

* page 10, line 32 - page 11, line 26 * 

EP 0 916 718 A (THE PROCTER & GAMBLE 
COMPANY (US)) 19 May 1999 (1999-05-19) 

* page 8, line 50 - line 57 * 

* claim 13 * 



1-11 



11 



TECHNICAL FIELDS 
SEARCHED (IntCl.T) 



WO 97 25106 A (THE PROCTER & GAMBLE 
COMPANY (US)) 17 July 1997 (1997-07-17) 

* page 20, paragraph 1 - paragraph [0002] 
* 

* claims 15-17 * 



GB 2 257 630 A (INTEROX CHEMICALS LTD) 
20 January 1993 (1993-01-20) 
* the whole document * 



US 5 962 392 A (ELLIS ENID MARGARET 
AL) 5 October 1999 (1999-10-05) 
* the whole document * 



ET 



11 



1-10 



1-10 



CUD 

AOIN 



-/- 



The present eeaioh report has been drawn up for all olaims 



PtaoeottMfch 

Munich 



Date oi coaptation ot Vt\m Mtfch 

17 September 2003 



Exaninat 

Diebold, A. 



CATEGORY OF CrTED DOCUMENTS 

X : ponioularly r«lavant if taken alone 

Y : pnrtioubrly rtlttvant if eoni^d with another 

doounwnt of tfie safno catsgoiy 
A : teohnobobttl backgreund 
O : non-written dbdoture 
P : intsrniediata doounient 



T : theory or prinoi^rfe underlying the Invention 
E : earlier patent doeument, but pubiiehed on, or 

ofterttie filing dote 
0 : document dted In the applloetion 
U : doouRwnt cited for other reotone 

& : member of the same patent famiiy, eorretpondbto 
document 



13 



EP 1 382 666 A1 



European Patent 
Office 



EUROPEAN SEARCH REPORT 



Application Number 

EP 03 44 7163 



DOCUMENTS CONSIDERED TO BE RELEVANT 



Category 



Citation of document with indieation, where appropriate, 
of relevant passages 



Relevant 
to claim 



CLASSIFICATION OF THE 
APPLICATION Ont-CI.7) 



US 6 302 968 Bl (BAUM BURTON M 
16 October 2001 (2001-10-16) 
* the whole document * 



ET AL) 



1-10 



TECHNICAL FIELDS 
8£AflCHE0 (lnLa.7) 



The present search report has been drawn up for all claims 



Plaoo ot March 

Munich 



Dtte of compietion of the tMicn 

17 September 2003 



Oiebold, A. 



CATEGORY OF CITED DOCUMENTS 

X : partiouUut/ relevant if taken alone 

Y : porticutarty relevant if combined w&h another 

^Mumertt of the tome oateQOiy 
A : technological baokground 
O : non-writtan diedostire 
P : intBrmsdiata document 



T : theory or pitnelpla undertying the Invention 
E : earlier patent document, but pubfiehed on, or 

after the fifing dote 
D : document cited in the eppiioatton 
L : document octed for other raoaone 



& : member of the eama potent famOy, corresponding 
document 



14 



EP 1 382 666 A1 



ANNEX TO THE EUROPEAN SEARCH REPORT 

ON EUROPEAN PATENT APPLICATION NO. EP 03 44 7163 



This annex lists the patent famity memberB relating to the patent documents cited in the above-mentioned European search report 
The members ere as contained in the European Patent Office EOP file on 

The European Patent Office a in no way liable (or these particulars which are merely given for the purpose of information. 

17-09-2003 



Patent document 


Publioation 




r cuviik 1 cut III J 


Publioation 


cited in search report 


date 




member(a) 


date 


us 5965033 A 


12-10-1999 


DE 


19531241 Al 


27-02-1997 




AT 


184580 T 


15-10-1999 




BR 


9610434 A 


15-06-1999 




DE 


59603100 Dl 


21-10-1999 




WO 


9708100 Al 


06-03-1997 




EP 


0851842 Al 


08-07-1998 




ES 


2138371 T3 


01-01-2000 








J J. \JJ CVUW 




JP 


11514283 T 


07-12-1999 




DK 


851842 13 


03-04-2000 


US 6277414 Bl 


21-08-2001 


FR 


2728143 Al 


21-06-1996 




AT 


183053 T 


15-08-1999 




All 


UO/C7II Dl. 


19-02-1998 




AU 


4450396 A 


03-07-1996 




CA 


2207890 Al 


20-06-1996 




CN 


1173113 A ,B 


11-02-1998 




DE 


69511432 Dl 


16-09-1999 




DE 


69511432 T2 


27-04-2000 




DK 


797387 13 


21-02-2000 




EP 


0797387 Al 


01-10-1997 




CO 




16-12-1999 




wo 


9618301 Al 


20-06-1996 




GR 


3031761 T3 


29-02-2000 




JP 


11500708 T 


19-01-1999 




NZ 


298824 A 


28-10-1998 




SI 


797387 Tl 


31-12-1999 


WO 9603873 A 


15-02-1996 


AU 


3185395 A 


04-03-1996 




BR 


9508529 A 


23-12-1997 




EP 


0773718 Al 


21-05-1997 




WO 


9603873 Al 


15-02-1996 




JP . 


10504028 T 


14-04-1998 


EP 0916718 A 


19-05-1999 


EP 


0916718 Al 


19-05-1999 




AT 


234910 T 


15-04-2003 




CA 


2306469 Al 


22-04-1999 




DE 


69812396 Dl 


24-04-2003 




EP 


1023427 Al 


02-08-2000 




WO 


9919441 Al 


22-04-1999 




US 


6537955 Bl 


25-03-2003 


WO 9725106 A 


17-07-1997 


EP 


0784091 Al 


16-07-1997 




AU 


1528997 A 


01-08-1997 




AU 


1573197 A 


01-08-1997 




AU 


1694497 A 


01-08-1997 



§ For more detaib about this annex : see Official Journal of the European Patent Offioo, No. 12/82 



15 



EP 1 382 666 A1 



ANNEX TO THE EUROPEAN SEARCH REPORT 

ON EUROPEAN PATENT APPUCATION NO. EP 03 44 7163 



This annax lists the patent family members relating to the patent documents oited in the atxve-mentioned European search report. 
The members are as contained in the European Patent Office EDP file on 

The European Patent Office is in no way liable for these particulars which are merely given for the purpose of information. 

17-09-2803 



Patent document 
oited in search report 


Publication 
date 


Patent family 
member(8) 


^blication 
date 


wo 9725106 A 




on 


97Q694S 


A 


06-04-1999 




BR 




A 


06-04-1999 




CA 




Al 


17-07-1997 




TA 
\*M 


1 


Al 
Ml 


17-07-1997 




PA 




Al 
Ml 


17-07-1997 




CM 


1P1?7?^ 
IC ICf CO 


A 
M 


31-03-1999 




TN 
uri 


IClCsiOO 


A 

M 


31-03-1999 








A 

M 


07-04-1999 








A3 


16-12-1998 






70Ucl/ J 


A3 


17-03-1999 








A3 
Mj 


17-11-1999 




PP 




Al 
Ml 


31-03-1999 




PP 

Cr 




Al 

Ml 


28-07-1999 




flu 




A? 

Mb 


28-07-1999 




kill 

nu 




A? 

Mb 


28-07-1999 




Hll 
nu 




A? 

Mb 


30-08-1999 




.10 




T 
1 


19-02-2002 




.IP 




T 
1 


16-02-1999 








T 
1 


02-03-1999 




lib 


3266S3 


A 


27-03-2000 




N7 




A 


25-08-2000 




PL 


327658 


Al 


21-12-1998 




PL 


32/659 


A 1 

Al 


21-12-1998 




SK 


94598 


A3 


13-04-1999 




SK 


94698 


A3 


07-05-1999 




TR 


9801319 


T2 


21-10-1998 




TR 


9801320 


T2 


21-10-1998 




WO 


9725404 


Al 


17-07-1997 




WO 


9725396 


Al 


17-07-1997 




WO 


9725106 


Al 


17-07-1997 




US 


6103683 


A 


15-08-2000 




US 


6248705 


Bl 


19-06-2001 




ZA 


9700188 


A 


16-10-1997 




ZA 


9700191 


A 


16-10-1997 




AU 


2123597 


A 


10-09-1997 




BR 


9707699 


A 


27-07-1999 




CN 


1216435 


A 


12-05-1999 




CZ 


9802636 


A3 


13-01-1999 




EP 


0791362 


A2 


27-08-1997 




HU 


9901883 


A2 


29-11-1999 




PL 


328463 


Al 


01-02-1999 




SK 


115298 


A3 


12-07-1999 




TR 


9801639 


T2 


23-11-1998 




WO 


9730586 


Al 


28-08-1997 



GB 2257630 A 20-01-1993 NONE 



For more details about this annex : see OfTieiat Journal of the European Patent Office, No. 12/82 



16 



EP1 382 666A1 



ANNEX TO THE EUROPEAN SEARCH REPORT 

ON EUROPEAN PATENT APPLICATION NO. EP 03 44 7163 



This annex lists the patent family memiiere relating to the patent documents cited in the abovo'inentioned European search report. 
The members are as contained in the European Patent Office EDP file on 

The European Patent Office is in no way liatile for these particulars which are merely ghfon for the purpose of information. 

17-09-2003 



Patent document 
cited in search report 



Pubtioation 
date 



Patent family 
member(8} 



Publication 
date 



us 5962392 


A 


05-10-1999 


AU 


4121296 A 


10-07-1996 








BR 


9510218 A 


04-11-1997 








CA 


2208348 Al 


27-06-1996 








DE 


69516019 


Dl 


04-05-2000 








DE 


69516019 


T2 


16-11-2000 








DK 


799298 T3 


04-09-2000 








EP 


0799298 Al 


08-10-1997 








ES 


2146784 T3 


16-08-2000 








WO 


9619559 Al 


27-06-1996 


US 6302968 


Bl 


16-10-2001 


US 


6257253 


Bl 


10-07-2001 








AU 


704075 


B2 


15-04-1999 








AU 


4805196 


A 


05-12-1996 








BR 


9601403 


A 


13-01-1998 








CA 


2171372 


Al 


23-11-1996 








DE 


19619690 


Al 


28-11-1996 








ES 


2125166 


Al 


16-02-1999 








FR 


2734577 


Al 


29-11-1996 








6B 


2301111 


A .B 


27-11-1996 








IT 


TO9604GO 


Al 


17-11-1997 








JP 


8311495 


A 


26-11-1996 








ZA 


9602157 


A 


20-10-1997 








AU 


689562 


B2 


02-04-1998 








AU 


1984795 


A 


10-11-1995 








CA 


2191130 


Al 


26-10-1995 








DE 


69520099 


Dl 


22-03-2001 








DE 


69520099 


T2 


20-09-2001 








EP 


0756620 


Al 


05-02-1997 








ES 


2154725 


T3 


16-04-2001 








JP 


9512040 


T 


02-12-1997 








WO 


9528471 


Al 


26-10-1995 




17 



